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1. Selected NMR spectra for V(NAr’)(CH2SiMe3)2(OAr) [1a-e, 2a-e, 3b,e, 4a-e; Ar’ = C6H5 (1), 2-MeC6H4 
(2), 2,6-Me2C6H3 (3), 2,6-Cl2C6H3 (4); Ar = 2,6-F2C6H3 (a), 2,6-Cl2C6H3 (b), 2,6-Me2C6H3 (c), 2,6-
iPr2C6H3 
(d), 2-tBuC6H4 (e)], V(N-2-MeC6H4)(CH2SiMe3)3, V(N-2,6-Cl2C6H3)(CH2SiMe3)3, and V(N-2,6-
Cl2C6H3)Cl3. 
 
Figure S1-1.1H NMR spectrum (in C6D6, 25°C) of V(NC6H5)(O-2,6-F2C6H3)(CH2SiMe3)2 (1a). *impurity or n-
hexane 
 
Figure S1-2. 51V NMR spectrum (in C6D6, 25°C) of V(NC6H5)(O-2,6-F2C6H3)(CH2SiMe3)2 (1a). 
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Figure S1-3.19F NMR spectrum (in C6D6, 25°C) of V(NC6H5)(O-2,6-F2C6H3)(CH2SiMe3)2 (1a). 
 
 
Figure S1-4.1H NMR spectrum (in C6D6, 25°C) of V(NC6H5)(O-2,6-Cl2C6H3)(CH2SiMe3)2 (1b). *impurity or n-
hexane 
* * 
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Figure S1-5. 51V NMR spectrum (in C6D6, 25°C) of V(NC6H5)(O-2,6-Cl2C6H3)(CH2SiMe3)2 (1b). 
 
 
Figure S1-6. 13C{1H} NMR spectrum (in C6D6, 25°C) of V(NC6H5)(O-2,6-Cl2C6H3)(CH2SiMe3)2 (1b). 
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Figure S1-7.1H NMR spectrum (in C6D6, 25°C) of V(NC6H5)(O-2,6-Me2C6H3)(CH2SiMe3)2 (1c). 
 
 
Figure S1-8. 51V NMR spectrum (in C6D6, 25°C) of V(NC6H5)(O-2,6-Me2C6H3)(CH2SiMe3)2 (1c). 
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Figure S1-9. 13C{1H} NMR spectrum (in C6D6, 25°C) of V(NC6H5)(O-2,6-Me2C6H3)(CH2SiMe3)2 (1c). 
 
 
Figure S1-10.1H NMR spectrum (in C6D6, 25°C) of V(NC6H5)(O-2,6-
iPr2C6H3)(CH2SiMe3)2 (1d). *impurity 
 
* 
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Figure S1-11. 51V NMR spectrum (in C6D6, 25°C) of V(NC6H5)(O-2,6-
iPr2C6H3)(CH2SiMe3)2 (1d). 
 
Figure S1-12. 13C{1H} NMR spectrum (in C6D6, 25°C) of V(NC6H5)(O-2,6-
iPr2C6H3)(CH2SiMe3)2 (1d).  *impurity 
or n-hexane 
* 
* * 
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Figure S1-13.1H NMR spectrum (in C6D6, 25°C) of V(NC6H5)(O-2-
tBuC6H4)(CH2SiMe3)2 (1e). *impurity or n-
hexane 
 
Figure S1-14. 51V NMR spectrum (in C6D6, 25°C) of V(NC6H5)(O-2-
tBuC6H4)(CH2SiMe3)2 (1e). 
* 
* 
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Figure S1-15. 13C{1H} NMR spectrum (in C6D6, 25°C) of V(N-2-MeC6H4)(O-2-
tBuC6H4)(CH2SiMe3)2 (1e). 
*impurity or n-hexane 
 
 
Figure S1-16.1H NMR spectrum (in C6D6, 25°C) of V(N-2-MeC6H4)(CH2SiMe3)3. 
* 
* 
* 
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Figure S1-17. 51V NMR spectrum (in C6D6, 25°C) of V(N-2-MeC6H4)(CH2SiMe3)3. 
 
 
Figure S1-18. 13C{1H} NMR spectrum (in C6D6, 25°C) of V(N-2-MeC6H4)(CH2SiMe3)3. *impurity 
* 
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Figure S1-19.1H NMR spectrum (in C6D6, 25°C) of V(N-2-MeC6H4)(O-2,6-F2C6H3)(CH2SiMe3)2 (2a). 
 
 
Figure S1-20. 51V NMR spectrum (in C6D6, 25°C) of V(N-2-MeC6H4)(O-2,6-F2C6H3)(CH2SiMe3)2 (2a). 
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Figure S1-21. 19F NMR spectrum (in C6D6, 25°C) of V(N-2-MeC6H4)(O-2,6-F2C6H3)(CH2SiMe3)2 (2a). *impurity 
 
 
Figure S1-22.1H NMR spectrum (in C6D6, 25°C) of V(N-2-MeC6H4)(O-2,6-Cl2C6H3)(CH2SiMe3)2 (2b). 
* 
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Figure S1-23. 51V NMR spectrum (in C6D6, 25°C) of V(N-2-MeC6H4)(O-2,6-Cl2C6H3)(CH2SiMe3)2 (2b). 
 
 
Figure S1-24.1H NMR spectrum (in C6D6, 25°C) of V(N-2-MeC6H4)(O-2,6-Me2C6H3)(CH2SiMe3)2 (2c). *impurity 
or n-hexane  
 
* 
* 
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Figure S1-25. 51V NMR spectrum (in C6D6, 25°C) of V(N-2-MeC6H4)(O-2,6-Me2C6H3)(CH2SiMe3)2 (2c). 
 
 
Figure S1-26.1H NMR spectrum (in C6D6, 25°C) of V(N-2-MeC6H4)(O-2,6-
iPr2C6H3)(CH2SiMe3)2 (2d). *impurity 
or SiMe4 
* 
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Figure S1-27. 51V NMR spectrum (in C6D6, 25°C) of V(N-2-MeC6H4)(O-2,6-
iPr2C6H3)(CH2SiMe3)2 (2d). 
 
 
Figure S1-28.1H NMR spectrum (in C6D6, 25°C) of V(N-2-MeC6H4)(O-2-
tBuC6H4)(CH2SiMe3)2 (2e). * impurity or 
SiMe4 
 
* 
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Figure S1-29. 51V NMR spectrum (in C6D6, 25°C) of V(N-2-MeC6H4)(O-2-
tBuC6H4)(CH2SiMe3)2 (2e). 
 
 
Figure S1-30. 13C{1H} NMR spectrum (in C6D6, 25°C) of V(N-2-MeC6H4)(O-2-
tBuC6H4)(CH2SiMe3)2 (2e) 
*impurity 
 
* 
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Figure S1-31.1H NMR spectrum (in C6D6, 25°C) of V(N-2,6-Me2C6H3)(O-2,6-Cl2C6H3)(CH2SiMe3)2 (3b). 
 
 
Figure S1-32. 51V NMR spectrum (in C6D6, 25°C) of V(N-2,6-Me2C6H3)(O-2,6-Cl2C6H3)(CH2SiMe3)2 (3b). 
S18 
 
 
Figure S1-33.1H NMR spectrum (in C6D6, 25°C) of V(N-2,6-Me2C6H3)(O-2-
tBuC6H4)(CH2SiMe3)2 (3e). *impurity 
or n-hexane 
 
Figure S1-34. 51V NMR spectrum (in C6D6, 25°C) of V(N-2,6-Me2C6H3)(O-2-
tBuC6H4)(CH2SiMe3)2 (3e). 
* 
* 
* 
* * 
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S19 
 
 
Figure S1-35.1H NMR spectrum (in C6D6, 25°C) of V(N-2,6-Cl2C6H3)Cl3. *impurity 
 
 
Figure S1-36. 51V NMR spectrum (in C6D6, 25°C) of V(N-2,6-Cl2C6H3)Cl3. 
* 
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Figure S1-37.1H NMR spectrum (in C6D6, 25°C) of V(N-2,6-Cl2C6H3)(CH2SiMe3)3. *impurity or n-hexane 
 
Figure S1-38. 51V NMR spectrum (in C6D6, 25°C) of V(N-2,6-Cl2C6H3)(CH2SiMe3)3. 
* 
* * 
* 
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Figure S1-39.1H NMR spectrum (in C6D6, 25°C) of V(N-2,6-Cl2C6H3)(O-2,6-F2C6H3)(CH2SiMe3)2 (4a). *impurity 
or n-hexane 
 
 
Figure S1-40. 51V NMR spectrum (in C6D6, 25°C) of V(N-2,6-Cl2C6H3)(O-2,6-F2C6H3)(CH2SiMe3)2 (4a). 
* 
* 
* 
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Figure S1-41.19F NMR spectrum (in C6D6, 25°C) of V(N-2,6-Cl2C6H3)(O-2,6-F2C6H3)(CH2SiMe3)2 (4a). 
 
 
Figure S1-42.1H NMR spectrum (in C6D6, 25°C) of V(N-2,6-Cl2C6H3)(O-2,6-Cl2C6H3)(CH2SiMe3)2 (4b). *impurity 
or n-hexane 
* * * 
* 
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Figure S1-43. 51V NMR spectrum (in C6D6, 25°C) of V(N-2,6-Cl2C6H3)(O-2,6-Cl2C6H3)(CH2SiMe3)2 (4b). 
 
Figure S1-44. 13C{1H} NMR spectrum (in C6D6, 25°C) of V(N-2,6-Cl2C6H3)(O-2,6-Cl2C6H3)(CH2SiMe3)2 (4b). 
*impurity or n-hexane 
* 
* 
* 
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Figure S1-45.1H NMR spectrum (in C6D6, 25°C) of V(N-2,6-Cl2C6H3)(O-2,6-Me2C6H3)(CH2SiMe3)2 (4c). 
*impurity or n-hexane 
 
Figure S1-46. 51V NMR spectrum (in C6D6, 25°C) of V(N-2,6-Cl2C6H3)(O-2,6-Me2C6H3)(CH2SiMe3)2 (4c). 
* 
* 
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Figure S1-47.1H NMR spectrum (in C6D6, 25°C) of V(N-2,6-Cl2C6H3)(O-2,6-
iPr2C6H3)(CH2SiMe3)2 (4d). 
*impurity 
 
Figure S1-48. 51V NMR spectrum (in C6D6, 25°C) of V(N-2,6-Cl2C6H3)(O-2,6-
iPr2C6H3)(CH2SiMe3)2 (4d). 
* * 
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Figure S1-49. 13C{1H} NMR spectrum (in C6D6, 25°C) of V(N-2,6-Cl2C6H3)(O-2,6-
iPr2C6H3)(CH2SiMe3)2 (4d). 
*impurity or n-hexane 
 
Figure S1-50.1H NMR spectrum (in C6D6, 25°C) of V(N-2,6-Cl2C6H3)(O-2-
tBuC6H4)(CH2SiMe3)2 (4e). *impurity 
or n-hexane 
* * * 
* 
* * 
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Figure S1-51. 51V NMR spectrum (in C6D6, 25°C) of V(N-2,6-Cl2C6H3)(O-2-
tBuC6H4)(CH2SiMe3)2 (4e). 
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2. Selected NMR spectra monitoring reactions of V(NAr’)(CH2SiMe3)3 with ArOH. 
 
 
Figure S2-1. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(NC6H5)(CH2SiMe3)3 (1) and (b) the reaction with 1.0 
equiv of 2,6-F2C6H3OH after 10 min, and 1H NMR spectra of (c) V(NC6H5)(CH2SiMe3)3 (1) and (d) the reaction 
with 1.0 equiv of 2,6-F2C6H3OH after 10 min. 
 
  
a) 
b) After 10 min % Conv = 100 
1a 
1 
c) 
d) After 10 min % Conv = 100 % 
1: VCH2 
1a: VCH2SiMe3 
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Figure S2-2. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(NC6H5)(CH2SiMe3)3 (1) and  the reaction with 1.0 equiv 
of 2,6-Cl2C6H3OH (b) after 10 min, and (c) after 40 min.  1H NMR spectra of (d) V(NC6H5)(CH2SiMe3)3 (1) and the 
reaction with 1.0 equiv of 2,6-Cl2C6H3OH (e) after 10 min, and (f) after 40 min.  *impurity 
 
  
a) 
b) After 10 min 
c) After 40 min 
1b 
1 
% conv = 92 
% conv = 100 
d) 
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f) After 40 min 
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Figure S2-3.  51V NMR spectra (in C6D6 at 25 ºC) of (a) V(NC6H5)(CH2SiMe3)3 (1) and  the reaction with 1.0 equiv 
of 2,6-Me2C6H3OH (b) after 10 min, and (c) after 40 min.  1H NMR spectra of (d) V(NC6H5)(CH2SiMe3)3 (1) and the 
reaction with 1.0 equiv of 2,6-Me2C6H3OH (e) after 10 min, and (f) after 40 min. *impurity 
 
  
a) 
b) After 10 min 
c) After 40 min 
1 
1c 
d) 
e) After 10 min 
f) After 40 min 
% Conv = 68 
% Conv = 82 
% Conv = 91 
% Conv = 95 
2,6-Me2C6H3OH 
1: VCH2SiMe3 
1c: VCH2SiMe3 
1c: VCH2SiMe3 
1c: Ar-Me2 
** * 
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Figure S2-4. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(NC6H5)(CH2SiMe3)3 (1) and  the reaction with 1.0 equiv 
of 2,6-iPr2C6H3OH (b) after 10 min, and (c) after 40 min, (d) after 2.5 h.  1H NMR spectra of (e) 
V(NC6H5)(CH2SiMe3)3 (1) and the reaction with 1.0 equiv of 2,6-Cl2C6H3OH (f) after 10 min, and (g) after 40 min, 
(h) after 2.5 h. 
  
a) 
b) After 10 min 
c) After 40 min 
d) After 2.5 h 
% conv = 34 
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Figure S2-5.  51V NMR spectra (in C6D6 at 25 ºC) of (a) V(NC6H5)(CH2SiMe3)3 (1) and  the reaction with 1.0 equiv 
of 2-tBuC6H4OH (b) after 10 min, and (c) after 40 min.  1H NMR spectra of (d) V(NC6H5)(CH2SiMe3)3 (1) and the 
reaction with 1.0 equiv of 2-tBuC6H4OH (e) after 10 min, and (f) after 40 min. 
 
  
a) 
b) After 10 min 
c) After 40 min 
1 
1e 
d) 
e) After 10 min 
f) After 40 min 
% Conv = 86 
% Conv = 100 
% Conv = 95 
% Conv = 100 
1: VCH2 
1e: VCH2SiMe3 
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Figure S2-6. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2-MeC6H4)(CH2SiMe3)3 (2) and (b) the reaction with 
1.0 equiv of 2,6-F2C6H3OH after 10 min, and 1H NMR spectra of (c) V(N-2-MeC6H4)(CH2SiMe3)3 (2) and (d) the 
reaction with 1.0 equiv of 2,6-F2C6H3OH after 10 min. 
  
a) 
b) After 10 min 
2 
2a 
% conv = 100 
c) 
d) After 10 min % conv = 100 
% conv = 100 
2a: Ar-Me 
2a: VCH2SiMe3 
2a: VCH2SiMe3 
2: Ar-Me 
2: VCH2SiMe3 
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Figure S2-7. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2-MeC6H4)(CH2SiMe3)3 (2) and  the reaction with 1.0 
equiv of 2,6-Cl2C6H3OH (b) after 10 min, and (c) after 40 min.  1H NMR spectra of (d) V(N-2-
MeC6H4)(CH2SiMe3)3 (2) and the reaction with 1.0 equiv of 2,6-Cl2C6H3OH (e) after 10 min, and (f) after 40 min. 
  
d) 
e) After 10 min 
f) After 40 min 
a) 
b) After 10 min 
c) After 40 min 
2 
2b 
% conv = 93 
% conv = 100 
% conv = 100 
% conv = 86 
2: ArMe 
2b: ArMe 
2b: VCH2SiMe3 
2b: VCH2SiMe3 
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Figure S2-8. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2-MeC6H4)(CH2SiMe3)3 (2) and  the reaction with 1.0 
equiv of 2,6-Me2C6H3OH (b) after 10 min, and (c) after 40 min.  1H NMR spectra of (d) V(N-2-
MeC6H4)(CH2SiMe3)3 (2) and the reaction with 1.0 equiv of 2,6-Me2C6H3OH (e) after 10 min, and (f) after 40 min. 
  
a) 
b) After 10 min 
c) After 40 min 
d) 
e) After 10 min 
f) After 40 min 
2 
2c 
2: Ar-Me 
2c: Ar-Me 
% conv = 76 
% conv = 97 
% conv = 62 
% conv = 94 
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Figure S2-9. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2-MeC6H4)(CH2SiMe3)3 (2) and  the reaction with 1.0 
equiv of 2,6-iPr2C6H3OH after (b) 10 min, (c) 40 min, (d) 3.5 h.  1H NMR spectra of (e) V(N-2-
MeC6H4)(CH2SiMe3)3 (2) and the reaction with 1.0 equiv of 2,6-Cl2C6H3OH after (f) 10 min, (g) 40 min, and (h) 
after 3.5 h. 
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2d 
% conv = 8 
2d: Ar-Me 
2: Ar-Me 
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% conv = 21 
% conv = 53 
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b) After 10 min 
c) After 40 min 
d) After 3.5 h 
% conv = 14 
% conv = 25 
% conv = 63 
e) 
f) After 10 min 
g) After 40 min 
h) After 3.5 h 
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Figure S2-10.  51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2-MeC6H4)(CH2SiMe3)3 (2) and  the reaction with 1.0 
equiv of 2-tBuC6H4OH (b) after 10 min, and (c) after 40 min.  1H NMR spectra of (d) V(N-2-MeC6H4)(CH2SiMe3)3 
(2) and the reaction with 1.0 equiv of 2-tBuC6H4OH (e) after 10 min, and (f) after 40 min. 
  
a) 
b) After 10 min 
c) After 40 min 
2 
2e 
f) After 40 min 
e) After 10 min 
d) 
% conv =89 
% conv = 74 
% conv = 62 
% conv = 86 
2: Ar-Me 
2e:Ar-Me 
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Figure S2-11.  51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2,6-Me2C6H3)(CH2SiMe3)3 (3)  and (b) the reaction 
with 1.0 equiv of 2,6-F2C6H3OH after 10 min, and 1H NMR spectra of (c) V(N-2,6-Me2C6H3)(CH2SiMe3)3 (3) and 
(d) the reaction with 1.0 equiv of 2,6-F2C6H3OH after 10 min. 
 
  
a) 
b) After 10 min 
c) 
d) After 10 min 
% conv = 100 
% conv = 100 
3 
3a 
3a: Ar-Me2 
3: Ar-Me2 
3a: VCH2SiMe3 
3a: VCH2SiMe3 
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Figure S2-12. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2,6-Me2C6H3)(CH2SiMe3)3 (3) and  the reaction with 
1.0 equiv of 2,6-Cl2C6H3OH (b) after 10 min, and (c) after 40 min.  1H NMR spectra of (d) V(N-2,6-
Me2C6H3)(CH2SiMe3)3 (3) and the reaction with 1.0 equiv of 2,6-Cl2C6H3OH (e) after 10 min, and (f) after 40 min. 
  
a) 
b) After 10 min 
c) After 40 min 
% conv = 31 
% conv = 61 
d) 
e) After 10 min 
f) After 40 min 
3 
3b 
3b: Ar-Me2 
3: Ar-Me2 
3b: VCH2SiMe3 3b: VCH2SiMe3 
% conv = 73 
% conv = 58 
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Figure S2-13. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2,6-Me2C6H3)(CH2SiMe3)3 (3) and  the reaction with 
1.0 equiv of 2,6-Me2C6H3OH (b) after 10 min, (c) after 40 min, and (d) after 2.5 h.  1H NMR spectra of (e) V(N-2,6-
Me2C6H3)(CH2SiMe3)3 (3) and the reaction with 1.0 equiv of 2,6-Me2C6H3OH (f) after 10 min, (g) after 40 min, and 
(h) after 2.5 h. 
  
a) 
b) After 10 min 
c) After 40 min 
d) After 2.5 h 
% conv = 37 
% conv = 66 
% conv = 94 
3 
3c 
e) 
f) After 10 min 
g) After 40 min 
h) After 2.5 h 
% conv = 21 
% conv = 55 
% conv = 91 
3: Ar-Me2 
3c: Ar-Me2 
3c: VCH2SiMe3 
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Figure S2-14. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2,6-Me2C6H3)(CH2SiMe3)3 (3) and  the reaction with 
1.0 equiv of 2,6-iPr2C6H3OH (b) after 10 min, (c) after 40 min, (d) after 3.5 h, (e) 22 h, and (f) after 27 h.  1H NMR 
spectra of (g) V(N-2,6-Me2C6H3)(CH2SiMe3)3 (3) and the reaction with 1.0 equiv of 2,6-
iPr2C6H3OH (h) after 10 min, 
(i) after 40 min, (j) after 3.5 h, (k) after 22 h, and (l) after 27 h. 
 
  
a) 
b) After 10 min 
c) After 40 min 
d) After 3.5 h 
e) After 22 h 
f) After 27 h 
% conv = 0 
% conv = 8 
% conv = 34 
% conv =77 
% conv =87 
3 
3d 
g) 
h) After 10 min 
i) After 40 min 
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Figure S2-15. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2,6-Me2C6H3)(CH2SiMe3)3 (3) and  the reaction with 
1.0 equiv of 2-tBuC6H4OH (b) after 10 min, and (c) after 40 min.  1H NMR spectra of (d) V(N-2,6-
Me2C6H3)(CH2SiMe3)3 (3) and the reaction with 1.0 equiv of 2-
tBuC6H4OH (e) after 10 min, and (f) after 40 min. 
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Figure S2-16. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2,6-Cl2C6H3)(CH2SiMe3)3 (4)  and (b) the reaction 
with 1.0 equiv of 2,6-F2C6H3OH after 10 min, and 1H NMR spectra of (c) V(N-2,6-Cl2C6H3)(CH2SiMe3)3 (4) and (d) 
the reaction with 1.0 equiv of 2,6-F2C6H3OH after 10 min. 
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% conv = 100 
% conv = 100 
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Figure S2-17. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2,6-Cl2C6H3)(CH2SiMe3)3 (4) and  the reaction with 
1.0 equiv of 2,6-Cl2C6H3OH (b) after 10 min, (c) after 40 min, and (d) after 1.5 h.  1H NMR spectra of (e) V(N-2,6-
Cl2C6H3)(CH2SiMe3)3 (4) and the reaction with 1.0 equiv of 2,6-Cl2C6H3OH (f) after 10 min, (g) after 40 min, and 
(h) after 1.5 h. 
  
a) 
b) After 10 min 
c) After 40 min 
d) After 1.5 h 
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Figure S2-18. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2,6-Cl2C6H3)(CH2SiMe3)3 (4) and  the reaction with 
1.0 equiv of 2,6-Me2C6H3OH (b) after 10 min, (c) after 40 min, and (d) after 5.5 h.  1H NMR spectra of (e) V(N-2,6-
Cl2C6H3)(CH2SiMe3)3 (4) and the reaction with 1.0 equiv of 2,6-Me2C6H3OH (f) after 10 min, (g) after 40 min, and 
(h) after 5.5 h. 
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Figure S2-19. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2,6-Cl2C6H3)(CH2SiMe3)3 (4) and  the reaction with 
1.0 equiv of 2,6-iPr2C6H3OH (b) after 10 min, (c) after 40 min, (d) after 3.5 h, (e) 7.5 h, and (f) after 25 h.  1H NMR 
spectra of (g) V(N-2,6-Cl2C6H3)(CH2SiMe3)3 (4) and the reaction with 1.0 equiv of 2,6-
iPr2C6H3OH (h) after 10 min, 
(i) after 40 min, (j) after 2.5 h, (k) after 7.5 h, and (l) after 25 h. 
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Figure S2-20. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2,6-Cl2C6H3)(CH2SiMe3)3 (4) and  the reaction with 
1.0 equiv of 2-tBuC6H4OH (b) after 10 min, and (c) after 40 min.  1H NMR spectra of (d) V(N-2,6-
Cl2C6H3)(CH2SiMe3)3 (4) and the reaction with 1.0 equiv of 2-
tBuC6H4OH (e) after 10 min, and (f) after 40 min. 
*impurity or SiMe4 
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Figure S2-21. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(NC6H5)(CH2SiMe3)3 (1) and the reaction of with 1.0 
equiv of 2,6-tBu2C6H3OH after (b) after 20 min, (c) after 17 h, (d) after 4 days at 25 °C, and the subsequent reaction 
at 60 °C (e) after 9 h, (f) after 31 h, (g) after 50 h.  1H NMR spectra of (h) V(NC6H5)(CH2SiMe3)3 (1) and the reaction 
1.0 equiv of 2,6-tBu2C6H3OH after  (i) 20 min, (j) 17 h, (k) 4 days at 25 °C, and the subsequent reaction at 60 °C (l) 
after 9 h, (m) after 31 h, (n) after 50 h. *impurity or SiMe4 
  
h) 
i) 20 min at 25 °C 
j) 17 h at 25 °C 
k) 4 days at 25 °C 
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Figure S2-22. (a) 51V NMR spectrum (105 MHz in C6D6 at 25 °C) and (b) 1H NMR spectrum (400 MHz in C6D6 at 
25 °C) of the reaction of V(NC6H5)(CH2SiMe3)3 (1) with 3.0 equiv of 2,6-tBu2C6H3OH after 6 days at 25 °C. 
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Figure S2-23. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2-MeC6H4)(CH2SiMe3)3 (2) and the reaction of with 
1.0 equiv of 2,6-tBu2C6H3OH (b) after 40 min, (c) after 4 h, (d) after 28 h, (e) after 4 days at 25 °C, and the 
subsequent reaction at 60 °C (f) after 3 h, (g) after 24 h, (h) after 46 h.  1H NMR spectra of (i) V(N-2-
MeC6H4)(CH2SiMe3)3 (2) and the reaction 1.0 equiv of 2,6-
tBu2C6H3OH after (j) 40 min, (k) 4 h, (l) 28 h, (m) 4 days 
at 25 °C, and the subsequent reaction at 60 °C (n) after 3 h, (o) after 24 h, (p) after 46 h. *impurity or SiMe4 
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Figure S2-24. (a) 51V NMR spectrum (105 MHz in C6D6 at 25 °C) and (b) 1H NMR spectrum (400 MHz in C6D6 at 
25 °C) of the reaction of V(N-2-MeC6H4)(CH2SiMe3)3 (2) with 3.0 equiv of 2,6-tBu2C6H3OH after 6 days at 25 °C. 
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Figure S2-25. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2,6-Me2C6H3)(CH2SiMe3)3 (3) and the reaction of 
with 1.0 equiv of 2,6-tBu2C6H3OH (b) after 20 min, (c) after 6 days at 25 °C, and the subsequent reaction at 60 °C (d) 
after 4 days.  1H NMR spectra of (e) V(N-2-MeC6H4)(CH2SiMe3)3 (2) and the reaction 1.0 equiv of 2,6-
tBu2C6H3OH 
after  (f) 20 min, (g) 6 days at 25 °C, and the subsequent reaction at 60 °C (h) after 4 days. *impurity or SiMe4 
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Figure S2-26. (a) 51V NMR spectrum (105 MHz in C6D6 at 25 °C) and (b) 1H NMR spectrum (400 MHz in C6D6 at 
25 °C) of the reaction of V(N-2,6-Me2C6H3)(CH2SiMe3)3 (3) with 3.0 equiv of 2,6-tBu2C6H3OH after 6 days at 25 °C. 
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Figure S2-27. 51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2,6-Cl2C6H4)(CH2SiMe3)3 (4)  and the reaction of 
with 1.0 equiv of 2,6-tBu2C6H3OH (b) after 40 min, (c) after 4 h at 25 °C (reaction for 24 h), and the subsequent 
reaction at 70 °C (d) overnight (15 h).  1H NMR spectra of (e) V(N-2,6-Cl2C6H4)(CH2SiMe3)3 (4) and the reaction 
1.0 equiv of 2,6-tBu2C6H3OH after (f) 40 min, (g) 4 h, (h) 24 h at 25 °C, and (i) the subsequent reaction at 70 °C  
overnight (15 h). *impurity or SiMe4 
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Figure S2-28.  51V NMR spectra (in C6D6 at 25 ºC) of (a) V(N-2,6-Cl2C6H4)(CH2SiMe3)3 (4) and the reaction of with 
3.0 equiv of 2,6-tBu2C6H3OH (b) after 4 days.  1H NMR spectra of (c) V(N-2,6-Cl2C6H4)(CH2SiMe3)3 (4) and the 
reaction 3.0 equiv of 2,6-tBu2C6H3OH (d) after 4 days. 
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Figure S2-29. 51V NMR spectra (in C6D6) of (a) V(N-2,6-Me2C6H4)(CH2SiMe3)3 (3) and the reaction with 1.0 equiv 
of C6H5OH after (b) 10 min.  1H NMR spectra of (c) V(N-2,6-Me2C6H4)(CH2SiMe3)3 (3) and the reaction with 1.0 
equiv of C6H5OH after (d) 10 min. *impurity or SiMe4 
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3. Crystallographic analysis for V(N-2,6-Cl2C6H3)(CH2SiMe3)2(O-2,6-
iPr2C6H3) (4d), the ORTEP drawing, 
and selected bond distances and angles. 
The measurement was made on a Rigaku XtaLAB P200 diffractometer using multi-layer mirror 
monochromated Mo-Kα radiation.  A red prism crystal of C26H42Cl2NOSi2V having approximate dimensions 
of 0.390 x 0.200 x 0.100 mm was mounted on a glass fiber.  The data were collected and processed using 
CrystalClear (Rigaku)1 and the structure was solved by direct methods2 and expanded using Fourier techniques. 
The non-hydrogen atoms were refined anisotropically, and some hydrogen atoms were refined using the riding 
model. All calculations were performed using the Crystal Structure3 crystallographic software package except 
for refinement, which was performed using SHELXL Version 2014/7.4,5 The crystallographic data was 
deposited to Cambridge Crystallographic Data Centre (CCDC 1879594). 
 
 
Figure S3-1. ORTEP drawing for V(N-2,6-Cl2C6H3)(CH2SiMe3)2(O-2,6-
iPr2C6H3) (4d). Selected bond distances 
(Å): V(1)-O(1) 1.7662(12), V(1)-N(1) 1.6627(16), V(1)-C(1) 2.0269(19), V(1)-C(2) 2.019(2). Selected Bond Angles 
(°): O(1)-V(1)-N(1) 112.87(6), O(1)-V(1)-C(1) 110.11(8), O(1)-V(1)-C(2) 110.45(6), N(1)-V(1)-C(1) 105.72(7), 
N(1)-V(1)-C(2) 105.54(9), C(1)-V(1)-C(2) 112.02(7), V(1)-O(1)-C(9) 149.21(11), V(1)-N(1)-C(3) 167.59(11), V(1)-
C(1)-Si(1) 116.72(8), V(1)-C(2)-Si(2) 123.69(8). 
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